: Kinetics of the cluster [Na5Cl3(C2HO3)] + at 335 nm and 20 accumulations. The linear decrease of the precursor ion with varying pulse numbers show that the fragmentation occurs due to single photon processes. Another peak, which was identified as [Na3(C2HO3)2(C2H6O)(CH3OH)] + , with very little intensity was directly situated beside the parent ion. Due to the very small mass difference of 0.17 m/z, it was not possible to eliminate this peak without exciting [Na5Cl3(C2HO3)] + in a way that enough signal remained. Therefore it contributes also to the first and fourth fragment listed in the legend. Due to the low intensity of this fragmenting cluster, the influence on the cross section is negligible.
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Figure 2: Structure, relative energy ΔE (in kJ mol -1 ) and dihedral angles δ of the most stable [NanCln-2C2HO3] + and [NanCln-2CO2] + isomers found, n = 5-11. For n = 10,11, isomers with C2HO3 -inside the cluster are shown for comparison. Energy was calculated at the B3LYP+D2/def2TZVP//B3LYP+D2/6-31+g* level of theory. Zero point correction is included in all reported energies. 2-) . These states are not reproduced at the EOM-CCSD level and we therefore conclude that they are artificial. Table S2 : Excitation energies E (in eV) and oscillator strengths f of several investigated ions as calculated using various approaches in the structure optimized at the B3LYP+D2/def2TZVP level of theory. 
